Spray deposition of exfoliated MoS2 flakes as hole transport layer in perovskite-based photovoltaics by Capasso, Andrea et al.
This is the author’s version of a work that was submitted/accepted for pub-
lication in the following source:
Capasso, A., Del Rio Castillo, A.E., Najafi, L., Pellegrini, V., Bonaccorso,
F., Matteocci, F., Cinà, L., & Di Carlo, A.
(2015)
Spray deposition of exfoliated MoS2 flakes as hole transport layer in
perovskite-based photovoltaics. In
2015 IEEE 15th International Conference on Nanotechnology (IEEE-
NANO), Rome, Italy, pp. 1138-1141.
This file was downloaded from: http://eprints.qut.edu.au/93201/
c© Copyright 2015 IEEE
Personal use of this material is permitted. Permission from IEEE must be obtained for all
other users, including reprinting/ republishing this material for advertising or promotional
purposes, creating new collective works for resale or redistribution to servers or lists, or
reuse of any copyrighted components of this work in other works.
Notice: Changes introduced as a result of publishing processes such as
copy-editing and formatting may not be reflected in this document. For a
definitive version of this work, please refer to the published source:
http://doi.org/10.1109/NANO.2015.7388825
Spray deposition of exfoliated MoS2 flakes as hole 
transport layer in perovskite-based photovoltaics 
A. Capasso, A.E. Del Rio Castillo, L. Najafi, V. Pellegrini, F. Bonaccorso 
Graphene Labs 
Istituto Italiano di Tecnologia  
I-16163 Genova, Italy 
andrea.capasso@iit.it 
F. Matteocci, L. Cinà, A. Di Carlo 
Centre for Hybrid and Organic Solar Energy (CHOSE), Department of Electronic Engineering 
University of Rome - Tor Vergata 
Via del Politecnico 1, 00133, Rome, Italy 
 
 
Abstract—We propose the use of solution-processed 
molybdenum disulfide (MoS2) flakes as hole transport layer 
(HTL) for metal-organic perovskite solar cells. MoS2 bulk 
crystals are exfoliated in 2-propanol and deposited on perovskite 
layers by spray coating. We fabricated cells with 
glass/FTO/compact-TiO2/mesoporous-TiO2/CH3NH3PbI3/spiro-
OMeTAD/Au structure and cells with the same structure but 
with MoS2 flakes as HTL instead of spiro-OMeTAD, the most 
widely used HTL. The electrical characterization of the cells with 
MoS2 as HTL show promising power conversion efficiency -η- of 
3.9% with respect to cells with pristine spiro-OMeTAD 
(η=3.1%). Endurance test on 800-hour shelf life has shown 
higher stability for the MoS2–based cells (ΔPCE/PCE=-17%) 
with respect to the doped spiro-OMeTAD-based one (ΔPCE/PCE 
=-45%). Further improvements are expected with the 
optimization of the MoS2 deposition process 
Keywords—perovskite-based solar cells; two-dimensional 
materials, solution processing; spray coating.  
I.  INTRODUCTION 
Hybrid perovskite solar cells (PSCs) are evolving with an 
impressive pace and have reached power conversion 
efficiency (η) exceeding 20% on small area [1] and up to 13% 
on module size [2]. However, despite the remarkable 
progresses made in just a few years [3], there are many 
scientific and technological issues to be tackled, before PSCs 
could be considered for the market entry-level. In the most 
common configuration, PSCs are composed of a 
glass/FTO/compact-TiO2/mesoporous-
TiO2/CH3NH3PbI3/spiro-OMeTAD/Au structure [4, 5]. The 
most critical issue for these cells is the stability of the 
perovskite layer (i.e., moisture has a detrimental effect on it), a 
parameter of paramount importance to guarantee 
electrochemical stability. The spiro-OMeTAD (2,2',7,7'-
Tetrakis-(N,N-di-4-methoxyphenylamino)-9,9'-
spirobifluorene), the widely used hole transport layer (HTL), 
represents another cause of instability of PSCs [4]. In fact, 
spiro-OMeTAD needs a doping treatment to increase its 
electronic conductivity by adding Tert-butylpiridine and Li-
salt [6]. However, these additives tend to desorb gradually 
from the spiro-OMeTAD, thus affecting the η of PSCs [4]. 
Here, we propose the exploitation of solution processed 
molybdenum disulfide (MoS2) flakes as HTL in PSCs. MoS2 
is a layered material composed of molybdenum (Mo) and 
sulfur (S) atoms arranged in a trigonal prismatic coordination, 
where each sulfur atom is bonded to 3 Mo atoms  [7, 8, 9]. As 
such, MoS2 consist of a sheet of Mo atoms sandwiched by 
sulfur atoms [7, 8]. Bulk MoS2 is formed by several tri-layer 
basic structures held together by van der Waals forces [8]. As 
such, bulk MoS2 can then be exfoliated in monolayer and few-
layers form [8]. MoS2 flakes can be used as HTL by virtue of 






), and an appropriate energy level (5.2eV, close to the 
perovskite’s valence band of 5.0eV) [4]. 
II. EXPERIMENTAL 
A. MoS2 preparation and characterization 
MoS2 flakes were exfoliated in 2-Propanol (IPA). 1g of 
MoS2 (Sigma Aldrich) was dispersed in 100mL of IPA and 
ultrasonicated (Branson ® 5800) for 6 hours. The obtained 
dispersion was then ultra-centrifuged at ~4200g (in a 
Beckman Coulter Optima™ XE-90), exploiting 
sedimentation-based separation (SBS) [10, 11, 12] to remove 
thick and un-exfoliated MoS2 flakes. After the ultra-
centrifugation process, we collected the upper 90% of the 
supernatant by pipetting. 
The MoS2 flakes dispersed in IPA were probed by optical 
absorption spectroscopy in the range 300-900 nm with a Cary 
Varian 6000i UVvis-NIR spectrometer. The absorption spectra 
were acquired using a 1mL quartz glass cuvette. The 
dispersion was diluted to 1:30 with IPA to avoid scattering 
losses at higher concentrations [13]. The corresponding 
solvent baseline was subtracted to each spectrum. The 
morphology of the MoS2 flakes was characterized in terms of 
lateral size and thickness by transmission electron microscopy 
(TEM) (JOEL JEM 1011).  The dispersion in IPA was drop 
cast on holey carbon 200 mesh grids and dried on a hot plate 
at 40°C. The acceleration voltage used for the TEM 
measurements was 100kV. The MoS2 flakes were drop-cast on 
a Si/SiO2 (300nm SiO2) substrate and dried under vacuum to 
perform Raman spectroscopy by a Renishaw inVia confocal 
Raman microscope. An excitation wavelength of 532nm was 
used with a 50X objective (incident power of ~1mW on the 
sample).  
B. Cell fabrication and characterization 
A raster scanning laser (Nd:YVO4 pulsed at 30kHz 
average output power P=10W) was used to etch the FTO/glass 
substrates (Pilkington, 8Ωcm-1, 25mm × 25mm), used as 
transparent conductor window [5]. The patterned substrates 
were cleaned in an ultrasonic bath, using detergent with de-
ionized water, acetone and isopropanol (~10 min. for each 
cleaning step). A 80nm-thick blocking TiO2 (BL-TiO2) layer 
was deposited onto the patterned FTO by spray pyrolysis 
deposition. Both 250nm and 500nm nanocristalline 
mesoporous TiO2 layers (18NR-Tpaste Dyesol diluted with 
terpineol and ethylcellulose) were screen-printed onto the BL-
TiO2 surface and sintered at 480° C for 30 min. The 
mesoporous-TiO2 thicknesses were measured using the 
profilometer Dektak Veeco 150. The perovskite layer was 
deposited by dual-step method [4, 5], which permits a 
complete perovskite coverage of the mesoporous TiO2, 
avoiding recombination of the charge carriers at the 
HTM/TiO2 interface [4, 5]. The preparation is as follows. The 
lead iodide solution (PbI2 in N,N-dimethylformamide, 460 mg 
ml
-1
) was deposited by  spin coating technique at 6000 r.p.m 
for 10 sec. and then dried at 70 °C for 1 hour. CH3NH3PbI3 
crystallization was achieved by dipping the PbI2 layers in a 
methylammonium iodide solution (CH3NH3I in anhydrous 
IPA, 10 mg ml
-1
) for 10 min. and washing immediately with 
IPA by spin coating at 6000 r.p.m for 10 s and dried at 70 °C 
for 30 min. After the perovskite deposition, three different 
HTLs were deposited on each different batch of cells: (1) 
pristine Spiro-OMeTAD was deposited by spin coating a 
dispersion (75mg ml
-1
); (2) doped Spiro-OMeTAD (currently 
the standard HTL in perovskite-based solar cells) was spin 
coated from a solution added with 8μl of tert-butylpyridine 
and 12μl of Lithium Bis(Trifluoromethanesulfonyl)Imide (Li-
TFSI) solution (520 mg in 1 ml of acetonitrile); (3) MoS2 
exfoliated flakes were spray-coated on a hot-plate at 60°C. 
These as-prepared samples were then introduced into a high 
vacuum chamber (10
-6
mbar) to thermally evaporate Au back 
contacts (thickness 100nm). No sealing was applied to the 
fabricated cells. Cells without any HTL were also fabricated 
for comparison. 
The PSCs were tested under a solar simulator (ABET Sun 
2000, class A) at AM1.5G and 100mW cm
-2
 illumination 
conditions (calibrated with a certified reference Si Cell, RERA 
Solutions RR-1002). Incident light power was measured with 
a Skye SKS 1110 sensor. The endurance test was carried out 
monitoring the devices for 800hours (when not under 
measurement, the devices were kept unsealed into a desiccator 
in dark conditions). 
III. RESULTS AND DISCUSSION 
After the preparation of the MoS2 dispersion, optical 
absorbance spectroscopy was performed. The UV-vis 
spectrum in Fig. 1(a) shows two peaks at 612 and 675nm, 
which are signature of the characteristic A and B excitonic 
transitions of MoS2, respectively [13]. The TEM analysis in 
Fig. 1(b) shows the presence of exfoliated flakes with a lateral 
size in the order of 100-200nm. The electron diffraction 
pattern (Fig. 1(b), inset) shows the hexagonal crystalline 
structure characteristic of MoS2 flakes [13, 14]. 
 
Fig. 1. (a) Absorbption spectrum of the dispersion of MoS2 in IPA. (b) TEM 
image of exfoliated MoS2 flakes. Inset: electron diffraction pattern. (c) Raman 
spectra at 532nm excitation of bulk (black curve) and exfoliated (red curve) 
MoS2 flakes, the latter cast on Si/SiO2. The difference in peak positions 
identifies the reduction in thickness of the exfoliated sample. * contribution 
from substrate. 
Raman spectroscopy was performed on both bulk MoS2 
and solution processed MoS2 flakes drop-cast on Si/SiO2 
substrate. In Fig. 1(c), the Raman spectra of the two samples 
are reported. The spectrum from the bulk MoS2 shows the two 
dominant peaks corresponding to the in-plane E
1
2g and out-of-





respectively) [15-17]. The E
1
2g mode stiffens, and A1g mode 
softens with decreasing layer thickness [16, 17]. The Raman 
spectrum of the exfoliated Mos2 flake shows E
1
2g and A1g 




, respectively). The 
reduction of frequency difference between these two modes, 
~2 cm−
1
 between the bulk and the exfoliated flakes can be used 
as an indicator of the MoS2 exfoliation. However, we have also 
to take into account, that the frequency difference between the 
E
1
2g and A1g modes can also change as a function of doping 
[18], and residual solvents atop the MoS2 flakes could also be 
present. 
In summary, the characterization of the solution processed 
MoS2 flakes indicates that our dispersion is composed of few-
layer MoS2. 
After the fabrication of perovskite cells with HTL made of 
spray-coated exfoliated MoS2 flakes (see section II.B), we 
made a comparative test with cells without HTL. The curves 
and the I/V parameters (Fig. 2 and Table 1, respectively) show 
that the PSC with MoS2 has fill factor (FF) and open-circuit 
voltage (Voc) that are both higher with respect to the cell 
without HTL. Contrary, the short-circuit current (Jsc) of the 
MoS2–based PSC is instead lower than that achieved with PSC 
without HTL. Overall, the η of the PSCs with MoS2 has a 66% 
increase with respect to the PSC without HTL. 
 
Fig. 2. I/V characteristics of PSCs with MoS2 flakes (red curve) and without 
HTL (blue curve). The cells were both fabricated with 500nm of mesoporous 
TiO2. 
Table 1. I/V parameters of perovskite-based cells with MoS2 flakes and 
without HTL. The cells were fabricated with 500nm of mesoporous TiO2. 
 Voc (V) Jsc (mA/cm
2
) FF η 
MoS2 0.74 -3.92 71.3% 2.1% 
No HTL 0.56 -7.03 37.0% 1.4% 
 
After this first comparative test, we prepared 10 cells with 
spray-coated MoS2 (in IPA), varying the thickness of the TiO2 
mesoporous layer in the 250-500nm range (as measured by 
profilometry). Apart from its role as electron transport 
material, the TiO2 layer is known to work also as optical 
spacer [19]. It is thus possible to tune the spatial distribution 
of the optical electric field in the solar cell under illumination 
by varying the thickness of the TiO2 layer (the squared optical 
electric field should have a maximum in the perovskite layer 
to reach the optimal performance) [4]. In turn, with an 
optimized TiO2 thickness the light absorption in the cell will 
be maximized [20]. When a new HTL, as in case of exfoliated 
MoS2, is introduced in PSC, the optical interference between 
the incident and back-reflected light (from the gold electrode) 
can change and hence an optimization of the TiO2 layer 
thickness is required. By comparing the I/V parameters of the 
MoS2-HTL cells built with TiO2 mesoporous layer 250-500nm 
thick, we found out that the highest η (approaching 4%) was 
reached with a TiO2 thickness of 250nm. 
We further explored the effect of HTL thickness by spray-
depositing the MoS2 flakes on perovskite cells with 250nm of 
TiO2. The I/V characteristics reported in Fig. 3 and Table 2 
show the results of the MoS2–based PSCs with 250nm of TiO2 
compared to PSCs based on Spiro-OMeTAD. 
 
Fig. 3. I/V characteristics of perovskite-based cells (with 250nm of 
mesoporous TiO2) with MoS2 flakes as HTL and with pristine Spiro-
OMeTAD. 
Table 2. I/V parameters of perovskite-based cells (with 250 nm of mesoporous 
TiO2) with MoS2 flakes as HTL and with pristine Spiro-OMeTAD. 
 Voc (V) Jsc (mA/cm
2
) FF η 
MoS2 0.69 -7.75 72.2% 3.9% 
Spiro-OMeTAD 0.66 -9.86 48.7% 3.1% 
 
The two types of fabricated PSCs show similar Voc values, 
while, similar to the PSCs based on 500nm mesoporous TiO2, 
the MoS2–based cell has a remarkably higher FF but still 
lower Jsc with the respect to the PSC based on Spiro-
OMeTAD. Overall, the η increases from 3.1% of the Spiro-
OMeTAD cell to 3.9% of the MoS2 one. 
The obtained I/V results demonstrated that our solution 
processed MoS2 flakes appeared to be a promising material to 
fulfil the role of HTM in PSCs, providing an even higher η 
than the reference cell with pristine Spiro-OMeTAD. Our 
experimental results show that only Jsc, amongst all the I/V 
parameters, has shown lower values with respect to the 
reference PSCs. A clear understanding of the reason for the 
low value of Jsc is still missing. However, a plausible 
explanation could be the increase of the recombination 
pathways established when using MoS2 as HTM instead of 
Spiro-OmeTAD, thus determining the low Jsc values [21, 22]. 
We finally assessed the stability of PSCs made with 
exfoliated MoS2 and doped Spiro-OmeTAD as HTMs 
performing an endurance test for 800 hours (the normalized η 
is reported in Fig. 4). In this test, the cells with MoS2 have 
shown a higher stability (ΔPCE/PCE=-17%) with respect to 
the doped spiro-OMeTAD-based ones (ΔPCE/PCE =-45%). 
The highest stability of MoS2-based PSCs is related to the 
significant decrease of the Jsc during the first part of the aging 
test (until 400h). Such Jsc decrease (ΔJsc/Jsc =-34%) is expected 
to be correlated to the instability of  the dopants added to the 
Spiro-OMeTAD [4]. If the dopants are desorbed during the 
time of the experiment, the Spiro-OmeTAD valence band 
energy is known to increase, thus compromising the 
regeneration process at the perovskite/HTM interface (due to a 
less efficient energy level alignment) [23]. From 400h to 800h 
of endurance test, all PSCs show a drastically decrease of the 
Jsc for the degradation of the perovskite layer because of the 
exposure to air due to the lack of sealing. 
 
Fig. 4. Endurance test for PSCs with MoS2 and standard doped Spiro-
OMeTAD as HTL. 
IV. CONCLUSION 
We fabricated PSCs with exfoliated MoS2 flakes as hole 
transport layer. The MoS2 HTL was prepared by spray coating 
solution-processed MoS2 flakes atop the perovskite layer. We 
compared the I/V performance of these cells under 
illumination to PSCs made with the spin-coated pristine spiro-
OMeTAD as HTL, used as reference. The MoS2–based PSCs 
have shown higher power conversion efficiency (η=3.9%) 
than those made with pristine spiro-OMeTAD (η=3.1%). 
We further tested the stability of these cells via a 800 hours 
endurance test, comparing them to cells made with spiro-
OMeTAD added with tert-butylpyridine and lithium 
Bis(Trifluoromethanesulfonyl)Imide, the reference material 
for building champions PSCs. The results of our 800-hour 
endurance test evidenced a higher stability for the MoS2-based 
PSCs (ΔPCE/PCE=-17%) with respect to those with doped 
spiro-OMeTAD (ΔPCE/PCE =-45%). Further work is in 
progress to optimize the deposition of the MoS2 layers paving 
the way towards higher power conversion efficiency devices. 
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